room temperature and poured into water (3 mL/mmol), extracted with ethyl acetate (3 mL/mmol) and the organic layer was then washed with brine (40 mL/mmol). The organic layer was dried over magnesium sulfate, filtered, and the filtrate was evaporated under vacuum and purified by column chromatography as required.
b) Procedure for nitro reduction -hydrogenation
The nitro compound (1 eq.) was dissolved in methanol:tetrahydrofuran or methanol:ethyl acetate (1:1, 5 mL/mmol) and the solution was bubbled with nitrogen for 5 minutes. Palladium 10% on carbon (10%w) was added and the solution was further bubbled with nitrogen for 5 minutes. Hydrogen was passed through the reaction mixture at room temperature for 16 hours, using a balloon. The mixture was filtered through a pad of celite, washed with methanol, and the filtrate was evaporated.
c) Procedure for nitro reduction -tin chloride
Tin (II) chloride dihydrate (5 eq.) was added to a solution of nitro compound (1 eq.) in ethyl acetate (12 mL/mmol), and the reaction mixture was stirred at 50⁰C for 16 hours under a nitrogen atmosphere and with a drying tube. The solution was poured into iced water (4 mL/mmol) and basified with sodium hydrogen carbonate. The product was extracted with ethyl acetate (4 mL/mmol) and the organic layer was washed with sodium hydroxide 1M (2 mL/mmol), water (2 mL/mmol) and brine (2 mL/mmol).
The organic layer was dried over magnesium sulfate, filtered, and the filtrate was evaporated under vacuum.
d) Procedure for ester hydrolysis
Sodium hydroxide (6 eq., 10% aqueous solution) was added to a solution of ester (1 eq.) in a 1:1 mixture of methanol and tetrahydrofuran (4 mL/mmol), and the solution was stirred at room temperature for 16 hours. The mixture was poured into dichloromethane (3 mL/mmol) and the organic layer was washed with water (5 mL/mmol). The aqueous layer was acidified to pH 4 with a 1M aqueous hydrochloric acid solution and extracted with dichloromethane (9 mL/mmol). The organic layer was dried over magnesium sulfate, filtered, and the filtrate was concentrated under vacuum.
e) Procedure for reductive amination
The amino benzoic acid (1 eq.), aldehyde (1 eq.) and picoline borane (1.2 eq.) were stirred in methanol (2 mL/mmol) at room temperature for 3-16 hours. The solvent was removed and the residue diluted in ethyl acetate (4 mL/mmol), and washed with a 1M aqueous HCl solution (4 mL/mmol). The organic layer was dried over magnesium sulphate, filtered, and the filtrate was concentrated under vacuum.
f) Procedure for Fmoc protection
The amine (1 eq.) and fluorenylmethyl chloroformate (1 eq.) and sodium carbonate (2 eq. for Bocprotected groups) or sodium hydrogen carbonate (1.1 eq. for tert-butyl esters) were refluxed for 16 hours in anhydrous chloroform (4 mL/mmol). The residue was evaporated and purified either by precipitation or column chromatography. and washed with a 10%w citric acid solution (50 mL) and brine (50 mL). The organic layer was dried over magnesium sulfate, filtered, and the filtrate was concentrated and purified by column chromatography (eluent: dichloromethane). C4-(tert-butoxy)-4-oxobutanoic acid was collected as a white solid (3.67 g, 42%) . 
Monomer Synthesis and Characterisation
CH 2 -), 1.44 (s, 9H, -CO 2 C(CH 3 ) 3 ).
Methyl 3-(4-(tert-butoxy)-4-oxobutoxy)-4-nitrobenzoate

3-(4-(tert-butoxy)-4-oxobutoxy)-4-nitrobenzoic acid
Methyl 3-(4-(tert-butoxy)-4-oxobutoxy)-4-nitrobenzoate (650 mg, 1.9 mmol) was dissolved in tetrahydrofuran (25 mL) and water (25 mL), in an ice bath. A 0.25M aqueous solution of sodium hydroxide was added and the mixture was stirred for 4 hours at 0°C. The mixture was then diluted with water (50 mL) and extracted with ethyl acetate (2 x 50 mL). The organic layer was washed with brine (50 mL) and the solvent was evaporated. The residue was purified by column chromatography (eluent: dichloromethane/methanol 10/0 to 9/1) to give 3-(4-(tert-butoxy)-4-oxobutoxy)-4-nitrobenzoic acid as a pale yellow solid (406 mg, 66% 
4-amino-3-(4-(tert-butoxy)-4-oxobutoxy)benzoic acid
4-((((9H
-
O-alkylated amine functionalised monomer
Scheme ESI 2. Synthesis of novel O-alkylated amine functionalised monomer building block used in this study. tert-butyl (3-bromopropyl)carbamate (9.4 g, 39.6 mmol); potassium carbonate (10.9 g, 79.2 mmol); N,N-dimethylformamide (100 mL). The residue was purified by column chromatography (eluent:
Methyl 3-(3-((tert-butoxycarbonyl)amino)propoxy)-4-nitrobenzoate
hexane/ethyl acetate: 7/3) to give methyl 3-(3-((tert-butoxycarbonyl) 
4-amino-3-(3-((tert-butoxycarbonyl)amino)propoxy)benzoic acid
4-((((9H
Covalently Constrained Trimer 4 Synthesis and Characterisation of Intermediates
Scheme ESI 4. Synthesis of covalently constrained helix mimetics by "stapling".
Methyl 3-hydroxy-4-(3-hydroxy-4-nitrobenzamido)benzoate
A solution of methyl 4-amino-3-hydroxybenzoate (1 equiv.) and 4-nitro-3 hydroxybenzoic acid (1 equiv.) taken in dry acetonitrile was cooled to 0 0 C. To this, was added DIPEA (2 equiv.) followed by PyBOP (1.1 equiv.). The reaction was then allowed to warm to room temperature and then stirred at room temperature for 12 h. 165.8, 163.6, 151.5, 148.6, 139.7, 138.9, 130.1, 126.2, 125.4, 122.8, 120.4, 118.3, 117.8, 115.6, 52 .0.  max /cm -1 (solid state) = 3418, 3114, 3091, 2963, 1701, 1668, 1606, 1582, 1508, 1478, 1440, 1422, 1327, 1294, 1267, 1216, 1109, 1096 147.0, 141.8, 139.6, 137.1, 137.0, 131.4, 125.9, 125.8, 123.4 118.8, 117.3, 115.9, 115.8, 114.2, 111.7, 69.1, 68.4, 52.2, 30.2, 29.8, 28.3, 27.9 . max /cm -1 (solid state) = 3425, 3076, 2949, 1716, 1681, 1599, 1529, 1424, 1388, 1350, 1284, 1125, 1110 
Cross-linked dimer
